warmed to certain temperature. The reaction was quenched by being poured into ice water (20 mL). The result mixture was extracted with dichoromethane (3 x 30 mL). The combined organic layer was washed with the saturated NaHCO 3 and dried with Na 2 SO 4 . After filtration, the mixture was concentrated under reduced pressure to afford the crude product, and the desire product was obtained by column chromatograph.
The same procedure described above for the nitrosolysis of dimorpholinomethane. N-nitrosomorpholine. 1 
General procedure for the nitrosation of secondary amines in fuming nitric acid.
paraformaldehyde (5 mmol) was dissolved in fuming nitric acid (200 mmol) at 0℃, secondary amine (5 mmol) was added in portions under vigorous stirred, the mixture was then warmed to 25℃. After 1 hour, the reaction was quenched by pouring into ice water (20 mL). The workup procedure was the same as mentioned above. 
Computational detail
All computations were carried out using the Gaussian 09 software package. 2 We used the B3LYP exchange-correlation functional combined with 6-31G (d, p) basis set for geometry optimizations of the reactants, transition states, and products. The vibrational frequency calculations were performed on fully optimized geometries to ensure that the reactants and products have no negative frequencies. The multicoordinate driven method 3 was applied to find the approximate transition states, which were further optimized to the true transition states.
Vibrational analysis was performed to confirm that there is only one negative frequency. These computations also provided the Gibbs free energy profiles of the two reactions models. Intrinsic 
